Our extensive search for the bioactive oligoglycosides in solanaceous plants has so far resulted in the isolation of cytotoxitic compounds against several tumour cell lines, 1) antifeeding substances against Thrips palmi, 2) and a key intermediate in the biosynthesis of steroidal alkaloids.
1
H chemical shift correlation spectrum (COSY), The glycosides possessing an analogous spirostanol, (25R,26R)-26-methoxyspirost-5-en-3b-ol, 6) were obtained from the bulbs of Lilium candidum, however, the occurrence of the 26-methoxy derivative was regarded as an artifact during the extraction procedure. The genuine sapogenol of 1 could not be obtained owing to rapid decomposition during acid hydrolysis, however, it is worthy of note in terms of hydroxyl groups at C-26 because the presence of the hydroxyl group at C-26 might cause a conversion into a 26-aldehyde form by opening of the F-ring. Therefore, the attachment of the hydroxyl group at C-26 makes this sapogenol unstable and characteristic.
Anguivioside B (2), a white powder, showed a quasimolecular ion peak [MϩKϩNaϩH] ϩ at m/z 1033 in the positive FAB-MS indicating a molecular formula of C 48 
Anguivioside C (3), a white powder, showed a quasimolecular ion peak [MϩKϩH] ϩ at m/z 910 in the positive FAB-MS suggesting its molecular formula to be C 44 and HMQC. Moreover, the HMBC spectrum revealed connectivities between a xylosyl anomeric proton (overlapped) at around d 4.97 and the C-3 of a glucosyl moiety at d 88.2, between a rhamnosyl anomeric proton at d 6.28 (1H, br s) and the C-2 of a glucosyl moiety at d 77.4, and a glucosyl anomeric proton at d 4.97 (overlapped) and the C-3 of a sapogenol moiety at d 77.9. Carbon signals due to this oligosidic moiety were superimposable on those of a glycoside tentatively named SNF-3 previously obtained from Solanum nodiflorum. 7) Therefore, the structure of 3 was represented as
Experimental
Optical rotations were determined on a JASCO DIP-1000 KUY polarimeter (lϭ0.5). FAB-MS were obtained with a glycerol matrix in the positive ion mode using a JEOL JMS-DX300 and a JMS-DX 303HF spectrometer. NMR spectra were measured in pyridine-d 5 on a JEOL a-500 spectrometer and chemical shifts were referenced to tetramethylsilane (TMS). GLC was performed on an HP5890A gas chromatograph with a flame ionization detector (FID). Column chromatography was carried out with Silica gel 60 (230-400 mesh, Merck), Sephadex LH-20 (25-100 mm, Pharmacia), MCI gel CHP-20P (75-150 mm, Mitsubishi Chem. Ind.) and Chromatorex ODS (30-50 mm, Fuji Silysia Chem., Ltd.), and TLC was performed on a precoated Silica gel 60F 254 (Merck) and RP-18 F 254S (Merck).
Plant Material The seeds of the title plant were provided from Dr. Masaharu Matsui (National Research Institute of Vegetables, Ornamental Plants and Tea, Ministry of Agriculture, Forestry and Fisheries, Ano, Mie, Japan) and cultivated at the botanical garden of Kumamoto University.
Isolation The fruits (434 g) were extracted with hot MeOH and the re- (1H, m, glc H-5), 3.86 (1H, m, H-3 3 . The aqueous layer was concentrated to dryness in vacuo to give a residue which was dissolved in dry pyridine, then L-cysteine methyl ester hydrochloride was added to the solution.
7) The reaction mixture was heated at 60°C for 2 h and concentrated to dryness by blowing N 2 gas. To the residue was added trimethylsilylimidazole, and the mixture was heated at 60°C for 1 h. The reaction mixture was concentrated to dryness by blowing N 2 gas. The residue was extracted with a mixture of hexane and H 2 O, and the organic layer was analyzed by gas liquid chromatography (GLC); column: OV-17 (0.32 mmϫ 30 m), detector: FID, column temperature: 230°C, injector temperature: 270°C, carrier gas: He (2.2 kg/cm 2 ). Each peak was observed at t R (min); 17Ј12Љ (D-Glc), 11Ј62Љ (L-Rha) 9Ј71Љ (D-Xyl). The standard monosaccharides were subjected to the same reaction and GLC analysis under the same condition.
